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Background: The potential of coupling chemometric data processing techniques to thermal analysis for formulating
an “archaeometric” classification of fossil bones was investigated. Moreover, the possibility of integrating the outcomes
of this approach with the results of inductively coupled plasma (ICP) emission spectroscopy for an anthropological
interpretation of the observed patterns was also examined.
Results: Several fossil bone samples coming from the necropolis of El Geili, in the middle Nile, an important archaeological
site, were first of all subjected to thermogravimetric (TG) and derivative thermogravimetric (DTG) analysis and the main
steps of the curves were analyzed. This allowed fossil bone samples to be differentiated, both by means of classical
bidimensional and chemometric representations, namely Principal Component Analysis (PCA). In particular, two clusters
were observed, attributable to samples of different antiquity. In addition, inductively coupled plasma (ICP) emission
spectroscopy showed that the samples in the cluster corresponding to more recent burials are characterized by a higher
Zn content, suggesting a more varied diet.
Conclusions: The experimental data obtained using thermogravimetry (TG-DTG) allows us to differentiate all the fossil
bone samples analyzed into two separate clusters and to interpret this differentiation in terms of the observed transitions.
Keywords: Thermal analysis, Fossil bones, Inductively coupled plasma (ICP), Principal component analysis (PCA), Carbonate
thermal decompositionBackground
Thermogravimetric curves (TG-DTG) of several human
fossil bone samples, all belonging to the necropolis of El
Geili [1] have been recorded. In this archeological site,
burials from different ages (at least covering the period
3000 B.C.-400 A.D., according to the literature [1]) have
been unearthed. An in-depth analysis of the mass losses
was carried out as a function of temperature during a
linear scan in the range 25–1000°C, focusing in particu-
lar on the decomposition processes of carbonate mate-
rials [2,3]. Indeed, not only has been the carbonate
content in the samples determined, but also it was pos-
sible to differentiate between traces of the carbonate* Correspondence: mauro.tomassetti@uniroma1.it
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article, unless otherwise stated.originally present in the hydroxyapatite matrix and the
so-called “re-formation” or “secondary” carbonate, i.e.,
the carbonate of pedogenic origin which is formed by
reprecipitation on the buried bones as a result of soil
processes [4]. In this respect, to characterize the analyze
samples we propose a chemometric representation base
on Principal Component Analysis which is compared to
the ones based only on the relative amount of the two
types of carbonate or on carbonate and collagen. The re-
sults obtained were then examined with the aim of formu-
lating an “archaeometric” classification of the analyzed
samples on the basis of the considerations reported in the
literature in this regard [2-6]. The main TG/DTG [7,8]
outcomes were then organized into a data matrix that was
processed by exploratory chemometric [9] methods, which
allowed a satisfactory classification of all the samples intoentral Ltd. This is an Open Access article distributed under the terms of the
/creativecommons.org/licenses/by/2.0), which permits unrestricted use,
, provided the original work is properly credited. The Creative Commons Public
mons.org/publicdomain/zero/1.0/) applies to the data made available in this
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calcium, zinc and strontium content of these samples de-
termined using ICP spectroscopy was also carried out.
Strontium vs zinc and calcium vs strontium contents
[10-12] (which can be plotted as binary diagrams) pro-
vided a further confirmation of the archaeometric evalu-
ation based on thermal analysis but, above all, allowed
important anthropologic considerations to be formulated
regarding the food habits and the sociological status of the
individuals the fossil finds belonged to.
Results and Discussion
Several old bone samples, taken from the El Geili necrop-
olis, which is known to contain tombs of various periods,
both prehistoric and belonging to the early centuries of the
Christian age [1], were subjected to TG and DTG analysis.
Typical examples of recorded TG-DTG curves are
shown in Figure 1. The main steps in the thermogravimet-
ric curves were linked: (a) to moisture loss, (b) to organic
components (i.e. collagen) decomposition, sometimes in-
cluding two partly overlapped DTG peaks, at about 330
and 460°C, respectively, and sometimes only one DTG
peak at about 335°C.
At higher temperatures, different TG-DTG steps are evi-
denced between about 600 and 850°C, all linked to carbon-
ate decomposition from carbonated hydroxylapatite [4].
The main thermal data (i.e. mass loss and temperatures,
recorded in the principal steps of collagen and carbonate
thermal decomposition) are set out in Table 1.
G. Szoor [13] actually carried out an interesting inves-
tigation in which it was attempted, with some success,Figure 1 TG and DTG profiles of typical bone samples showing collag
under an air stream of 100 cm3min−1 (The numbers in Figure refer toto identify thermogravimetric parameters that could be cor-
related with the antiquity of the sample. His principal ob-
servation was essentially that, with increasing bone sample
age, the percentage of carbonate contained in it increased
while the percentage of collagen decreased. Accordingly he
introduced two parameters: a coefficient (A + B) calculated
on the basis of the mass loss referring to the sum of the
two first thermogravimetric processes (related respectively,
(A) to moisture loss and (B) to all collagen decomposition)
and a fossilization coefficient (denoted as Fk), essentially ob-
tained from the quotient between (A + B) and (C), where
(C) is the mass loss linked to all carbonate decomposition.
These two parameters (see Table 2) were computed using
data from Table 1 and represent two parameters suggested
by Szoor and represented in a binary diagram (Figure 2).
The representation obtained using these data evi-
denced a good separation of all the samples studied into
two different main clusters.
On the basis of studies published by G. Szoor [13], the
separation of the samples into two classes can probably
be attributed to the different age of bones from different
burials found in the same archaeological site.
In actual fact, in our opinion, computing the first coeffi-
cient as the sum of (A + B) is not fully justified, as the
moisture content is an unreliable parameter since, as the
samples are conserved in closed but not airtight glass con-
tainers at ambient temperature, their moisture content
found using TG may reflect the original one only in part.
It would seem more realistic to use the mass loss of
the single step (B) instead (A + B), and of course the step
C, that is (see Table 2) to use the simplified alternativeen and carbonates decomposition steps; heating rate 10°Cmin−1
sample indices).
Table 1 Summary of the main thermal analytical data obtained by TG-DTG
Sample
number





Between about 600°C and 850°C
(Collagen decomposition
process)













% mass loss % mass loss
1 7.6 333 29.3 1.5 0.4 61.1
2 8.3 332 28.0 1.7 0.3 61.3
3 6.7 335 28.5 1.4 0.3 62.7
4 7.1 329 30.6 1.6 0.4 59.1
5 8.6 334 29.1 1.5 60.0
6 8.2 330 27.0 1.1 62.5
7 6.1 330 31.4 1.4 61.1
8 8.2 331 26.9 1.5 0.4 62.4
9 8.3 334 28.2 1.4 61.6
10 8.1 335 28.6 1.6 0.4 60.6
11 7.3 335 26.3 2.0 63.8
12 7.1 335 24.1 2.6 1.0 64.7
13 6.9 333 27.7 2.1 62.5
14 4.8 340 5.4 1.5 87.4
15 6.6 330 4.3 3.1 0.8 83.8
16 7.6 330 8.0 3.5 1.2 79.2
17 5.6 325 7.8 3.5 1.0 81.4
18 6.8 340 5.1 3.0 0.8 83.7
19 6.0 345 3.1 3.3 0.8 86.0
20 5.9 350 4.0 2.8 86.1
21 5.9 330 6.1 2.7 0.4 83.4
22 6.6 325 5.9 3.6 1.5 82.0
23 7.2 350 6.1 2.7 0.9 82.4
RSD% ≤ 1.2 for all T values.
RSD% ≤ 1.5 for all % mass loss values and residue at 1000°C.
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ent that by substituting the value of the single step (B)
for the sum of (A + B), a separation of the samples into
two clusters is obtained which corresponds in practice
to those shown in Figure 2. Analysing the data in Table 2
and their representations in Figures 2 and 3 (in practice,
respectively, the representation according Szoor and that
with the small modification introduced by us above) and
lastly the two clusters that in both cases are quite appar-
ent, it is immediately obvious that the clear-cut separ-
ation of the samples into two clusters is due to the fact
that, in those samples containing a lower percentage of
total collagen the total carbonate percent is instead
higher.According to Szoor, this type of sample, grouped to-
gether in cluster 1 in these figures, is older than that
grouped in cluster 2 in the same figures. Indeed the lat-
ter display a lower carbonate percentage but a higher
percentage of collagen.
Moreover, in a well-known article, Bonucci and Graziani
[14] focused essentially on the study (also of a thermogra-
vimetric nature) of the inorganic components of different
types of bones, both fossil and modern. In particular, these
authors observed a reduced weight loss in the TG curves
of fossil and ancient bones compared with more recent
bones, which may essentially be accounted for by a lower
percentage content of organic matter in the former than
in the latter.
Table 2 Szoor Parameters: original and simplified as
proposed in this study
Sample
number
Szoor’s steps Szoor’s parameters Simplified parameters
A B C A + B (A + B)/C B B/C
1 7.6 29.3 1.9 36.9 19.4 29.3 15.4
2 8.3 28.0 2.0 36.3 18.1 28.0 14.0
3 6.7 28.5 1.7 35.2 20.7 28.5 16.8
4 7.1 30.6 2.0 37.7 18.9 30.6 15.3
5 8.6 29.1 1.5 37.7 25.1 29.1 19.4
6 8.2 27.0 1.1 35.2 32.0 27.0 24.5
7 6.1 31.4 1.4 37.5 26.8 31.4 22.4
8 8.2 26.9 1.9 35.1 18.5 26.9 14.2
9 8.3 28.2 1.4 36.5 26.1 28.2 20.1
10 8.1 28.6 2.0 36.7 18.3 28.6 14.3
11 7.3 26.3 2.0 33.6 16.8 26.3 13.1
12 7.1 24.1 3.6 31.2 8.67 24.1 6.69
13 6.9 27.7 2.1 34.6 16.5 27.7 13.2
14 4.8 5.4 1.5 10.2 6.80 5.4 3.60
15 6.6 4.3 3.9 10.9 2.79 4.3 1.10
16 7.6 8.0 4.7 15.6 3.32 8.0 1.70
17 5.6 7.8 4.5 13.4 2.98 7.8 1.73
18 6.8 5.1 3.8 11.9 3.13 5.1 1.34
19 6.0 3.1 4.1 9.1 2.22 3.1 0.76
20 5.9 4.0 2.8 9.9 3.54 4.0 1.43
21 5.9 6.1 3.1 12.0 3.87 6.1 1.97
22 6.6 5.9 5.1 12.5 2.45 5.9 1.16
23 7.2 6.1 3.6 13.3 3.69 6.1 1.69
RSD% ≤ 1.5 for all % mass loss values at the steps A, B and C.
Figure 2 Graphical representation of thermal data according to
the two parameters proposed by Szoor [13].
Figure 3 Graphical representation of thermal data according to
the two parameters obtained by simplifying the method of
Szoor [13], considering step B only instead of (A + B).
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decomposition steps may be observed, all ascribable to the
thermal decomposition of the carbonate materials. The
DTG peaks associated with these steps occur at different
temperatures, between about 600 and 850°C, depending on
the sample. In particular, between 600 and 750°C, one or
two carbonate decomposition steps are observed. This kind
of carbonate is named “secondary calcium carbonate” [4].
Haas and Banewicz [15] pointed out that the samples con-
taining larger amounts of carbonate (essentially secondary
calcium carbonate) and less collagen are those that are
more mineralized (and thus older). The same observation
was made also by Lozano et al. [16], E. Bonucci and G.
Graziani [14] and above all by G. Szoor [13], who in prac-
tice, partly based his dating method on this observation.
Lastly, between about 750° and 850°C, a small decom-
position step is observed, the large DTG peak of which
may be assigned to about 800–850°C. The latter step is
nevertheless very important as, according to Haas and
Banewicz [15], it must be ascribed to bone-apatite break-
down and thus to the decomposition of the carbonate ion
initially present in the apatite lattice and not to the carbon-
ate present in the bone in a separate phase such as the “sec-
ondary” calcium carbonate contained in the fossil bone,
which is indeed, as explained above, the one in which de-
composition occurs in steps at a slightly lower temperature.
These authors claim that the secondary calcium carbonate
is present in greater quantities in the phases of the more
mineralized bones, whereas, the carbonate ion present in
the apatite lattice is contained also in sound bone and, ac-
cording to this author, it is this that could actually be used
for dating purposes.
All this is in complete agreement with our results since,
as pointed out in Table 1 we thus tried to implement the
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ary diagram the percentage mass loss due to secondary
calcium carbonate, which decomposes between 600 and
750°C versus the mass loss observed at 750 and 850°C due
to the breakdown of the carbonate originally present in
the apatite lattice (see Table 3).
Several different types of possible representation were
attempted: [A], c(2) versus c(1), or [B], c(1)/c(2) versus c
(1), or [C], c(2)/c(1) versus c(1), and lastly [D], c(1) + c(2)
versus c(1). In the cases [B] and [C], since several of the
computed values are zero, from the c(1)/c(2), or c(2)/c(1),
quotients are therefore obtained with an infinite value (see
Table 3); that is, in practice, that cannot be represented in
a simple binary diagram, as shown in Figure 4(A) and 4(B).
In the cases [A] and [D], on the other hand, all the values
referring to the 23 samples considered can be represented
graphically (see Figures 5 and 6).
From the graphical standpoint the better of the last
two representations is without doubt that in Figure 6,
corresponding to the representation [D]. However, the
information that may be inferred from this is always theTable 3 Proposed parameters based on the thermal data







c(1)/c(2) c(2)/c(1) c(1) + c(2)
1 1.5 0.4 3.75 0.267 1.9
2 1.7 0.3 5.67 0.176 2.0
3 1.4 0.3 4.67 0.214 1.7
4 1.6 0.4 4.00 0.250 2.0
5 1.5 0.0 ∞ 0.000 1.5
6 1.1 0.0 ∞ 0.000 1.1
7 1.4 0.0 ∞ 0.000 1.4
8 1.5 0.4 3.75 0.267 1.9
9 1.4 0.0 ∞ 0.000 1.4
10 1.6 0.4 4.00 0.250 2.0
11 2.0 0.0 ∞ 0.000 2.0
12 2.6 1.0 2.60 0.385 3.6
13 2.1 0.0 ∞ 0.000 2.1
14 0.0 1.5 0.00 ∞ 1.5
15 3.1 0.8 3.87 0.258 3.9
16 3.5 1.2 2.92 0.343 4.7
17 3.5 1.0 3.50 0.286 4.5
18 3.0 0.8 3.75 0.267 3.8
19 3.3 0.8 4.12 0.242 4.1
20 2.8 0.0 ∞ 0.000 2.8
21 2.7 0.4 6.75 0.148 3.1
22 3.6 1.5 2.40 0.417 5.1
23 2.7 0.9 3.00 0.333 3.6
RSD% ≤ 1.5 for all % mass loss values.same, whatever the type of representation used. The vast
majority of the samples may essentially be grouped into
the customary two clusters which respectively identify
the more highly mineralized samples, i.e. those which a
higher calcium carbonate percentage content (and there-
fore older) and the less mineralized (and younger) ones
with a lower percentage content of secondary calcium
carbonate. Nevertheless, unlike what happens in the rep-
resentation using the parameters proposed by Szoor
[13], which involves also the collagen content as well as
that of the carbonate, two of the 23 samples examined
(number 12 and 14), in the latter representations are dis-
tant from the respective cluster to which they should
more closely belong if we refer to Szoor’s more correct
representation. It may ultimately be concluded that, on
the basis of the carbonate content alone, which is subdi-
vided into carbonate originally contained in the hydroxy-
apatite, which then decomposes at higher temperatures
(over about 750°C) and reformed calcium carbonate,
which decomposes at lower temperatures (between
about 650 and 750°C), as proposed by Haas and Banewicz
[15], the distinction between samples of different deg-
rees of mineralization provides a truly correct result in the
majority of cases, although not always. Indeed in a small
but non negligible number of cases this type of representa-
tion could also lead to erroneous results. Also in this case,
however, essentially two clusters emerge (Figure 6) which
incompletely but all in all agree quite well with those ob-
tained using Szoor’s method (see Figures 2 and 3) and
confirm via a different approach the results we obtained
applying the method of the latter author. Therefore, in
agreement with H. Haas, but also other authors [16,17], it
may also be claimed that the samples containing a higher
percentage of secondary calcium carbonate are gener-
ally the most mineralized and therefore older; if
the clusters in Figure 6 are compared with those in
Figures 2 or 3, and taking into account the thermo-
gravimetric data contained in Table 1, it is apparent
that also the latter (i.e. those belong to cluster 1),
are those in which the mass loss due to collagen de-
composition is lower.
At this point we decided we had collected sufficient in-
formation about which parameters could actually prove
useful to attempt a chemometric description of all the fos-
sil bone samples studied making use of the more signifi-
cant thermogravimetric data emerging from the previous
two-dimensional representations and the relations ob-
served between several of the thermogravimentric data
and the greater or lesser degree of mineralization of the
bone sample. Using the following thermal data: the total
collagen decomposition mass loss, the two respective car-
bonate decomposition mass losses (i.e., that of the second-
ary calcium carbonate and that of the carbonate originally
present in the apatite lattice), and lastly the TG residue at
Figure 4 Graphical representation of the differences in carbonate loss of the analyzed samples reported in Table 3 as: (A) c(1)/c(2) vs
c(1) (indicated in the text as representation [B]); (B) c(2)/c(1) vs c(1) (described in the text as representation [C]).
Tomassetti et al. Chemistry Central Journal 2014, 8:26 Page 6 of 9
http://journal.chemistrycentral.com/content/8/1/261000°C, it was possible to assemble a suitable table of nu-
merical data, that could be used as a dataset for the che-
mometric processing of TG data after auto-scaling
(Table 4); 6-fold cross-validation [18] was used to select
the optimal complexity of the model, which was found to
comprise 2 components.
As expected, the representation evidenced (Figure 7) a
good separation of all the studied samples into two main
clusters, which respectively contain exactly the same
bone samples as those identified using two parameters
proposed by Szoor and represented in Figures 2 and 3.
It thus follows that, also in this type of representation, the
fossil bone samples belonging to cluster 1 are the more min-
eralized and therefore older while those belonging to cluster
2 are less ancient. This observation can be confirmed by
inspecting the values of the loadings, reported in Figure 8:
indeed, the scores plotted in Figure 7 show how the two
clusters are separated along PC1, so that the loadings along
this component should account for the observed differences.Figure 5 Graphical representation of the differences in
carbonate loss of the analyzed samples, reported in Table 3, as
c(2) vs c(1), labeled as representation [A], as cited in the text.In particular, samples in cluster 1, which are found at
negative values of the PC, are characterized by higher
values of the residue at 1000°C and of the two mass
losses at carbonate TG substeps c(1) and c(2). On the
other hand, samples from cluster 2 show a greater mass
loss for TG step (b).
Lastly, since the relative ratio of several elements con-
tained in fossil bones is also of considerable archaeo-
paleontological interest [9,10], the Ca, Sr and Zn content
of the samples tested was measured by ICP spectros-
copy. The results obtained are summarized in Table 5.
The relation between the Sr and Zn found content is il-
lustrated graphically in Figure 9.
It should be noted that, except in 3–4 cases, the Sr/Zn ra-
tio in the various samples is somewhat similar (see Table 5):
the Zn content is rather low, while that of Sr is generally
medium-high. This would seem to point to a mainly vege-
tarian diet with a significant contribution made by mollusks
[1]. However, more detailed observation reveals that the 3Figure 6 Graphical representation of the differences in carbonate
loss of the analyzed samples, reported in Table 3, as: c(1) + c(2)
vs c(1), labeled as representation [D], as cited in the text.
Table 4 Data matrix used for PCA containing the values











1 0.950 −0.698 −0.257 −0.907
2 0.837 −0.486 −0.461 −0.890
3 0.880 −0.805 −0.461 −0.764
4 1.062 −0.592 −0.257 −1.086
5 0.932 −0.698 −1.073 −1.006
6 0.751 −1.124 −1.073 −0.782
7 1.131 −0.805 −1.073 −0.907
8 0.742 −0.698 −0.257 −0.791
9 0.854 −0.805 −1.073 −0.863
10 0.889 −0.592 −0.257 −0.952
11 0.690 −0.167 −1.073 −0.666
12 0.500 0.472 0.967 −0.586
13 0.811 −0.060 −1.073 −0.782
14 −1.118 −2.294 1.987 1.443
15 −1.214 1.004 0.559 1.122
16 −0.893 1.429 1.375 0.710
17 −0.911 1.429 0.967 0.907
18 −1.144 0.897 0.559 1.113
19 −1.317 1.217 0.559 1.318
20 −1.240 0.685 −1.073 1.327
21 −1.058 0.578 −0.257 1.086
22 −1.075 1.536 1.987 0.961
23 −1.058 0.578 0.763 0.996
Figure 7 PCA analysis of the thermal data reported in Table 4:
scores plot.
Figure 8 PCA analysis of the thermal data reported in Table 4:
loadings plot.
Table 5 Results of ICP analysis: Zn, Ca and Sr content and
their ratios
Sample number Zn (ppm) Ca (ppm) Sr (ppm) Sr/Zn Sr/Ca
1 162 4.24 105 620 3.83 1.46 10−3
2 194 3.80 105 535 2.76 1.41 10−3
3 124 4.28 105 600 4.84 1.40 10−3
4 178 4.09 105 542 3.04 1.33 10−3
5 284 4.15 105 620 2.18 1.49 10−3
6 160 4.20 105 632 3.95 1.50 10−3
7 182 4.09 105 600 3.30 1.47 10−3
8 222 4.32 105 590 2.66 1.37 10−3
9 370 4.40 105 620 1.68 1.41 10−3
10 104 4.16 105 634 6.10 1.52 10−3
11 264 4.22 105 486 1.84 1.15 10−3
12 158 4.36 105 656 4.15 1.50 10−3
13 190 4.20 105 578 3.04 1.38 10−3
14 160 4.02 105 561 3.51 1.40 10−3
15 132 4.14 105 620 4.70 1.50 10−3
16 120 4.26 105 582 4.85 1.37 10−3
17 182 4.20 105 626 3.44 1.49 10−3
18 146 4.08 105 620 4.25 1.52 10−3
19 162 4.41 105 575 3.55 1.30 10−3
20 134 4.30 105 575 4.29 1.34 10−3
21 230 4.09 105 670 2.91 1.64 10−3
22 114 4.12 105 536 4.70 1.30 10−3
RSD% for all determinations is ≤ 1.3.
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Figure 9 Graphical representation of ICP data: Sr vs Zn
distribution in bone samples from cluster 1 (blue squares) and
2 (red circles).
Figure 10 Graphical representation of ICP data: Sr vs Ca
distribution in bone samples from cluster 1 (blue squares) and
2 (red circles).
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http://journal.chemistrycentral.com/content/8/1/26– 4 samples in which the zinc content is significantly higher
all belong to cluster 2 in Figure 7. On the other hand, al-
though not to any significant extent, nearly all the samples
belonging to cluster 2 tend to have a slightly higher Zn con-
tent than the cluster 1 samples. Also this observation,
therefore, which should be regarded with great caution,
seems to indicate that the samples of individuals belonging
to cluster 2, that is, those for which the preceding observa-
tions tended to indicate as having a lower old age than
those belonging to cluster 1 probably belong to individuals
that followed a diet which, although essentially vegetarian,
was nevertheless slowly beginning to change. The 3 – 4 in-
dividuals with a relatively high Zn content actually seem
already to be outside this diet and to have adopted a more
varied diet richer in mollusks and perhaps even containing
meat. Lastly, the Sr vs Ca content values are plotted in the
graph in Figure 10. In the latter case, the representative
points of all the samples lie in relatively homogeneous and
random groupings.
On the basis of literature reports [1], a possible inter-
pretation could however be that the society to which
these individuals belongs was still not significantly differ-
entiated into distinct social classes.
Experimental
Several samples of human fossil bones from different
parts of human body, after being gently brushed and
coarsely ground, were subjected to TG and DTG ana-
lysis [19] under an air stream (100 cm3 min−1) with a
heating rate of 10°C min−1 using a Mettler 50 thermoba-
lance, coupled with a Mettler TG 10-TA processor sys-
tem (Mettler Toledo Inc., Hightstown, NJ). About 10 mg
of each sample were gently flaked, placed in an alumina
crucible, weighed and then analyzed without furtherpretreatments. Main TG-DTG data were processed by
PCA analysis using in-house routines written in Matlab
(The Mathworks Inc., Natick, MA).
Plasma emission (ICP) measurements were carried out
using a Varian Liberty 150 plasma spectrophotometer
(Varian Inc., Palo Alto, CA), performing the mineralization
of sample using a MDS-61 D microwave mineralizer (CEM
Corporation, Buckingham, UK) and treating the samples
with nitric acid and hydrogen peroxide (1:1 V/V) [20]. In
particular, microwave-assisted extraction was carried out
working at a power of 70 W for 15 mins, as suggested in
the literature [21,22].
Conclusions
In this study, the potential of coupling TG, ICP and che-
mometrics to investigate archaeological findings has
been demonstrated. In this framework, it must be
stressed that the scope of the present research was not
to provide an exact dating of the analyzed samples nor
to build any archaeometric scale as it was still not pos-
sible to make a comparison with results obtained by sub-
jecting the same samples to an already validated dating
method. However, the experimental data obtained using
thermogravimetry (TG-DTG), processed by chemo-
metrics, allows us to differentiate all the fossil bone sam-
ples analyzed into two separate clusters, that were not
so different from those obtained using the parameters
proposed by G. Szoor [13], or Haas and Banewicz [15],
but in any case better defined. Therefore, on the basis of
the criteria set by the above-cited researchers, with
which also other authors substantially agree [14,16], the
two identified clusters of samples should be character-
ized by different degrees of antiquity. In the present re-
search this idea was confirmed not only by the
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http://journal.chemistrycentral.com/content/8/1/26differences in the (% collagen /% carbonate) ratio, but to
a large extent (although not completely) also by the ob-
servation regarding the carbonate thermal decompos-
ition, i.e. by the difference in the (% secondary calcium
carbonate +% calcium carbonate originally contained in
the apatite lattice)/(% secondary calcium carbonate) ra-
tio. Lastly, also the evaluation of the ratios of the Sr and
Zn quantities, obtained by ICP coupled plasma emission,
also seem to confirm this conclusion even though, in the
latter case, in a largely qualitative fashion.
Abbreviations
PCA: Principal component analysis; TG: Thermogravimetry; DTG: Differential
thermogravimetry; ICP: Inductively coupled plasma emission spectroscopy.
Competing interests
The authors declare that they have no competing interest.
Authors’ contributions
MT designed the study and performed the TG analysis, FM was in charge of
the chemometric data processing, AC provided the palaeontological
interpretation, while LC conducted the bibliographic search and supervised
the work. All authors read and Sd the final manuscript.
Acknowledgements
Work funded by Rome “La Sapienza” University Project.
Authors are indebted to Prof. Enrico Cardarelli for his help in the ICP analysis.
Author details
1Department of Chemistry, University of Rome “La Sapienza”, P.le Aldo Moro,
5-00185 Rome, Italy. 2Department of Environmental Biology, University of
Rome “La Sapienza”, P.le Aldo Moro, 5-00185 Rome, Italy.
Received: 22 October 2013 Accepted: 3 April 2014
Published: 25 April 2014
References
1. Coppa A, Palmieri AP: Changing dietary patterns in El Geili. In El geili, the
history of a middle Nile environment 7000 BC-AD 1500. Edited by Caneva I.
Oxford: Cambridge Monographs in African Archaeology 29, BAR
International Series 424; 1988:275–302. ISBN 9780860545484.
2. Hendricks SB, Hill WL, Jacob KD, Jefferson ME: Structural characteristics
of apatite-like substances and composition of rock and bone as
determined from microscopical and X-ray diffraction analysis.
Ind Eng Chem 1931, 23(12):1413–1418.
3. Ooi CY, Hamdi M, Ramesh S: Properties of hydroxyapatite produced by
annealing of bovine bone. Ceram Int 2007, 33(7):1171–1177.
4. Trueman CNG, Behrensmeyer AK, Tuross N, Weiner S: Mineralogical and
compositional change in bones exposed on soil surfaces in Amboseli
National Park, Kenya: diagenetic mechanisms and the role of sediment
pore fluids. J Archaeol Sci 2004, 31(6):721–739.
5. Bumsted MP: Past human behaviour from bone chemical analysis -
respects and prospects. J Hum Evol 1985, 14(5):539–551.
6. Shipman P, Foster G, Schoeninger M: Burnt bones and teeth: an
experimental study of color, morfology, crystal structure and shrinkage.
J Archaeol Sci 1984, 11(4):307–325.
7. Civjan S, Selting WJ, De Simon LB, Battistone GC, Grower MF:
Characterization of osseous tissue by thermogravimetric and physical
techniques. J Dent Res 1972, 51(2):539–542.
8. Holager J: Thermogravimetric examination on enamel and dentin. J Dent
Res 1970, 49(3):546–548.
9. Beck LA: Bivariate analysis of trace elements in bone. J Hum Evol 1985,
14(5):493–502.
10. Comar CL, Russell RS, Wasserman RH: Strontium-calcium movement from
soil to man. Science 1957, 126(3272):485–492.
11. Sillen A, Kavanagh M: Strontium and paleodietary research: a review.
Am J Phys Anthropol 1982, 25(3):27–90.12. Pate D, Brown KA: The stability of bone strontium in the geochemical
environment. J Hum Evol 1985, 14(5):483–491.
13. Szoor G: Fossil age determination by thermal analysis. J Therm Anal
Calorim 1982, 23(1–2):83–91.
14. Bonucci E, Graziani G: Comparative thermogravimetric, x-ray diffraction
and electron microscope investigation of burnt bones from recent,
ancient and prehistoric age. Atti della Accademia Nazionale dei Lincei.
Rend Sci Fis Mat e Nat 1975, 59:517–532.
15. Haas H, Banewicz J: Radiocarbon dating of bone apatite using thermal
release of CO2. Radiocarbon 1980, 22(2):537–544.
16. Lozano LF, Pena-Rico MA, Heredia A, Ocotlan-Flores J, Gomez-Cortes A,
Velazquez R, Belio IA, Bucio L: Thermal analysis study of human bone.
J Mater Sci 2003, 38(23):4777–4782.
17. Sakae T, Mishima B, Kozawa Y, Legeros RZ: Thermal stability of mineralized
and demineralized dentin: a differential scanning calorimetric study.
Connect Tissue Res 1995, 33(1–3):193–196.
18. Bro R, Kjeldahl K, Smilde AK, Kiers HAL: Cross-validation of component
models: a critical look at current methods. Anal Bioanal Chem 2008,
390(5):1241–1251.
19. Wendlandt WWM: Thermal analysis. 3rd edition. New York: John Wiley and
Sons; 1986. ISBN 9780471884774.
20. Gangoso L, Alvarez-Lloret P, Rodrıguez-Navarro AAB, Mateo R, Hiraldo F,
Donazarm JA: Long-term effects of lead poisoning on bone
mineralization in vultures exposed to ammunition sources. Environ Pollut
2009, 157(2):569–574.
21. Nóbrega JA, Trevizan LC, Araújo GCL, Nogueira ARA: Focused-microwave-
assisted strategies for sample preparation. Spectroch Acta B 2002,
57(12):1855–1876.
22. Jin Q, Liang F, Zhang H, Zhao L, Huan Y, Song D: Application of
microwave techniques in analytical chemistry. Trends Anal Chem 1999,
18(7):479–484.
doi:10.1186/1752-153X-8-26
Cite this article as: Tomassetti et al.: Archaeometric classification of
ancient human fossil bones, with particular attention to their carbonate
content, using chemometrics, thermogravimetry and ICP emission.
Chemistry Central Journal 2014 8:26.Open access provides opportunities to our 
colleagues in other parts of the globe, by allowing 
anyone to view the content free of charge.
Publish with ChemistryCentral and every
scientist can read your work free of charge
W. Jeffery Hurst, The Hershey Company.
available free of charge to the entire scientific community
peer reviewed and published immediately upon acceptance
cited in PubMed and archived on PubMed Central
yours     you keep the copyright
Submit your manuscript here:
http://www.chemistrycentral.com/manuscript/
